SI-I-3 10.2, 1.1, 1.1, 1.1 Hz, 1H), 3.24-3.03 m, 2H), 2.95-2.78 (br m, 1H), 1.19 (br d, J = 6.9 Hz, 12H); 13 C NMR (100 MHz, CDCl3) ppm 162.8, 144.7, 140.0, 133.6, 129.9, 127.4, 124.2, 123.4, 120.8, 87.2, 34.4, 27.4, 27.1, 23.6, 22.7 (br, 3C) ; HRMS (ESI): Exact mass calcd for C17H24NO4 [M+H] + 306.1700, found 306.1702.
2,6-Diisopropylphenyl 2-nitro-3-phenylpropanoate (12f).
According to a known procedure, 5 DLphenylalanine (2.15 g, 13.0 mmol), NaNO2 (1.88 g, 27 .3 mmol), aq HBr (48%, 9.4 mL), and KBr (6.2 g, 52.0 mmol) in H2O (27 mL) afforded the α-bromo acid as a yellow oil which was used without further purification. The α-bromo acid was dissolved in CH2Cl2 (50 mL) and chilled to 0 °C. To this was added propofol (1.61 mL, 8.67 mmol), Zn(ClO4)2•6H2O (323 mg, 867 µmol), DMAP (159 mg, 1.30 mmol), and DCC (2.67 g, 13.0 mmol). The resulting solution was warmed to ambient temperature and stirred for 24 h. The reaction was diluted with Et2O, filtered through Celite, and concentrated. The residue was dissolved in Et2O, and washed with 1 N NaOH, 1 N HCl, and brine, and then dried and concentrated. The residue was subjected to MPLC (SiO2, 0-3% ethyl acetate in hexanes) to afford the α-bromo ester as a pale yellow oil contaminated with 10% of propofol 6 (2.33 g).
This α-bromo ester was dissolved in DMSO (24.0 mL), treated with NaNO2 (711 mg, 10.3 mmol) and phloroglucinol (792 mg, 6.28 mmol) , and stirred at ambient temperature for 16 h. The resulting solution was poured over ice, and warmed to ambient temperature. The aqueous layer was extracted with Et2O, dried, and concentrated. The residue was subjected to flash column chromatography (SiO2, 0.5-2.0% diethyl ether in hexanes) to afford the desired α-nitro ester as a colorless oil (348 mg, 11% yield over 3 steps). Rf = 0.10, KMnO4 (3% Et2O/hexanes); IR (film) 2968, 1769, 1562, 1161, 1144 162.7, 144.7, 140.0 (br), 133.7, 129.1, 129.0, 127.9, 127.4, 124.2, 88.8, 36.3, 27.3, 23.7, 22.7 (2C) ; HRMS (CI): Exact mass calcd for C21H26NO4 [M+H] + 356.1856, found 356.1848.
2,6-Diisopropylphenyl 2-cyclopropyl-2-nitroacetate (12g).
According to Fu's procedure, 7 a flame-dried flask was charged with the carboxylic acid (1.40 mL, 15.0 mmol), DMF (230 µL, 3.00 mmol), and CH2Cl2 (60 mL) and chilled to 0 °C. Oxalyl chloride (1.4 mL, 16 mmol) was added dropwise as gas evolved. The solution was warmed to ambient temperature and stirred for 12 h. Short path distillation of the yellow solution (bath temperature = 75 °C) removed excess oxalyl chloride and solvent, leaving behind the acid chloride in crude form.
Bromine (845 µL, 16.5 mmol) was added to the acid chloride and the mixture was refluxed for 4 h. Short path distillation (as above, to remove excess bromine) left behind a mixture of acid halides 8 which were subsequently esterified without further purification or analysis. A flame-dried flask was charged with KHMDS (2.51 g, 12.6 mmol) and THF (40 mL) and chilled to 0 °C. Propofol (2.22 mL, 12.0 mmol) was added, and the mixture was stirred at 0 °C for 1 h. The mixture of acid halides in THF (50 mL) was added dropwise to the resulting phenolate solution, warmed to ambient temperature and stirred for 12 h. The resulting brown mixture was poured into H2O and extracted with CH2Cl2. The combined organic layers were washed with satd aq Na2S2O3, 1 N NaOH, H2O, and brine. The organic layer was then dried and concentrated. The residue was subjected to MPLC (SiO2, 0-3% ethyl acetate in hexanes, 80 mL/min) to afford a mixture of α-bromo ester and phenol (3.18 g).
6
The α-bromo ester was dissolved in DMSO (37.0 mL) and treated with NaNO2 (1.12 g, 16.2 mmol) and phloroglucinol (1.30 g, 10.3 mmol) . The mixture was stirred at ambient temperature for 12 h. The resulting dark red solution was poured over ice, warmed to ambient temperature, and extracted with Et2O. The combined organic layers were washed with brine, dried, and concentrated to yield the crude nitroester as a red oil. Flash column chromatography (SiO2, 0.5-3% diethyl ether in hexanes) afforded the title compound as a colorless oil (776 mg, 24% yield over 4 steps). Rf = 0.21 
2,6-Diisopropylphenyl 2-cyclohexyl-2-nitroacetate (12i).
Bromine (845 µL, 16.5 mmol) was added to the acid chloride (2.30 mL, 15.0 mmol), and the mixture was refluxed for 6 h. Short path distillation (oil bath temperature = 75 °C), to remove excess bromine, left behind a mixture of acid halides 8 which were subsequently esterified without further purification or analysis. A flame-dried flask was charged with KHMDS (3.30 g, 16.6 mmol) and THF (40 mL) and chilled to 0 °C. Propofol (1.40 mL, 7.50 mmol) was added, and the mixture was stirred at 0 °C for 1 h. The crude mixture of acid halides in THF (40 mL) was added dropwise to the resulting phenolate solution, warmed to ambient temperature, and stirred for 16 h. The resulting brown mixture was poured into H2O, and extracted with CH2Cl2. The combined organic layers were washed with satd aq Na2S2O3, 1 N NaOH, H2O, and brine. The organic layer was then dried and concentrated. The crude residue was subjected to MPLC (SiO2, 0-3% ethyl acetate in hexanes, 80 mL/min) to afford a mixture of desired bromoester and phenol (1.35 g).
6
The bromoester was dissolved in DMSO (15.0 mL), treated with NaNO2 (428 mg, 6.20 mmol) and phloroglucinol (469 mg, 3.72 mmol) , and stirred at ambient temperature for 16 h. The resulting dark red mixture was poured over ice, warmed to room temperature, and extracted with Et2O. The combined organic layers were washed with brine, dried, and concentrated. The red oil was subjected to flash column chromatography (SiO2, 0.5-3% diethyl ether in hexanes) to afford the desired α-nitro ester as a colorless oil (469 mg, 18% yield over 3 steps). Rf = 0.33 2, 144.8, 140.3, 127.2, 124.1, 93.1, 38.9, 29.0, 28.7, 27.5, 25.7, 25.5, 25.3, 23.5, 22.8, 22.7 General Procedure for the Enantioselective aza-Henry Reaction: 9 A flame-dried vial was charged with imine (200 µmol), PBAM•HNTf2 (10 µmol) and toluene (285 µL). The resulting solution was cooled to -20 °C for 30 minutes. The α-nitro ester (220 µmol) was added, and the reaction was stirred at -20 °C for 48 h, then filtered while cold through a short plug of silica gel (ethyl acetate) to remove the catalyst. The filtrate was concentrated and subjected to flash column chromatography which afforded the pure adduct. The diastereomeric ratio was determined by 1 H NMR analysis of the crude reaction mixture and the enantiomeric excess was determined by HPLC using a chiral stationary phase.
2,6-Diisopropylphenyl (2R,3R)-3-((tert-butoxycarbonyl)amino)-3-(4-chlorophenyl)-2-methyl-2-nitropropanoate (13a). Following the general procedure, the imine (48.0 mg, 200 µmol), ester (61.5 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µL), after flash column chromatography (2-5% ethyl acetate in hexanes) afforded the product as a colorless solid (73 mg, 70% yield) 3, 154.6, 144.7, 140.8, 139.2, 134.9, 133.9, 130.3, 129.1, 127.5, 124.5, 123.8, 94.9, 80.6, 60.0, 28.2, 27.3, 26.6, 24.0, 23.8, 22.8, 22.7, 21.7 9 Racemic standards were prepared in the same manner, at ambient temperature with rac-PBAM•HNTf2.
Diisopropylphenyl (R)-2-((R)-(4-chlorophenyl)((tert-butoxycarbonyl)amino)methyl)-2-nitrobutanoate (13b).
Following the general procedure, the imine (48.0 mg, 200 µmol), ester (64.5 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µL) provided, after flash column chromatography (2-5% ethyl acetate in hexanes), the product as a colorlessv solid (73 mg, 66% yield) in >20:1 dr and 99% ee; (Chiralcel AD-H, 5% i PrOH/hexanes, 1 mL/min) tr(syn, major) = 4.3 min, tr(anti,minor) = 5.5 min, tr(syn, minor) = 9. 5, 154.6, 144.6, 134.9, 130.1, 129.2, 129.0, 128.8, 127.5, 124.5, 123.7, 98.8, 80.6, 59.3, 29.8, 28.2, 27.3, 26.6, 24.3, 24.2, 22.7, 21.4, 9.4 
2,6-Diisopropylphenyl (R)-2-((R)-((tert-butoxycarbonyl)amino)(4-chlorophenyl)methyl)-2-nitropentanoate (13c).
Following the general procedure, the imine (48.0 mg, 200 µmol), ester (67.6 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µL) provided, after flash column chromatography (2-5% diethyl ether in hexanes), the product as a colorless foamy solid (79 mg, 72% yield) in >20:1 dr and 96% ee; (Chiralpak AD-H, 4, 154.5, 144.6, 140.9, 139.0, 134.9, 134.1, 130.1, 128.9, 128.8, 127.5, 124.6, 123.7, 98.4, 80.6, 59.4, 38.4, 30.3, 29.7, 28.2, 27.2, 26.6, 24.2, 22.7, 21.4 
2,6-Diisopropylphenyl (R)-2-((R)-((tert-butoxycarbonyl)amino)(4-chlorophenyl)methyl)-2-nitrohexanoate (13d).
Following the general procedure, the imine (48.0 mg, 200 µmol), ester (70.7 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µL), after flash column chromatography (2-5% ethyl acetate in hexanes) afforded the product as a colorless solid (79 mg, 64% yield) in 11:1 dr and 97% ee; (Chiralcel IA, 3% i PrOH/hexanes, 1 mL/min, tr(anti, major) = 6.5 min, tr(anti, minor) = 5.9 min); mp = 57-60 °C; Rf = 0.13 (3% 164.5, 154.5, 144.6, 140.9, 139.1, 134.9, 134.1, 130.1, 128.8, 127.5, 124.6, 123.7, 98.5, 80.6, 59.3, 36.1, 28.2, 27.2, 26.7, 26.6, 24.3, 22.8, 22.7, 21.5, 13.7 ; HRMS (ESI): Exact mass calcd for C30H41ClN2NaO6
[M+Na] 583.2551, found 583.2575.
2,6-Diisopropylphenyl (R)-2-((R)-((tert-butoxycarbonyl)amino)(4-chlorophenyl)methyl)-2-nitropent-4-enoate (13e).
Following the general procedure, the imine (48.0 mg, 200 µmol), ester (67.2 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µL) provided, after flash column chromatography (3-5% diethyl ether in hexanes), the product as a colorless solid (77 mg, 71% yield) in 9:1 dr and 97% ee; (Chiralpak AD-H, 3% i PrOH/hexanes, 1 mL/min, tr(syn, major) = 7.6 min, tr(anti, minor) = 10.8 min, tr(anti, major) = 14. 3442, 2969, 2932, 1766, 1723, 1562, 1490, 1366, 1340, 1211, 1160, 1093 1, 154.5, 144.6, 140.8, 139.0, 135.0, 133.8, 130.2, 129.5, 129.3, 129.2, 128.9, 127.5, 124.6, 123.7, 122.2, 98.3, 80.6, 59.3, 40.6, 28.2, 27.3, 26.6, 24.3, 24.2, 22.7, 21.4 
2,6-Diisopropylphenyl (2R,3R)-2-benzyl-3-((tert-butoxycarbonyl)amino)-3-(4-chlorophenyl)-2-nitropropanoate (13f).
Following the general procedure, the imine (47.9 mg, 200 µmol), ester (78.2 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µL) provided, after flash column chromatography (2-5% diethyl ether in hexanes), the product as a viscous oil (77 mg, 65% yield) 10 1, 154.4, 144.0, 135.0, 132.6, 130.3, 130.2, 129.6, 129.1, 129.0, 128.9, 128.5, 128.1, 127.5, 99.0, 80.7, 60.3, 42.0, 28.2, 27.3, 27.1, 26.2, 24.7, 23.8, 21.7 5, 154.6, 145.2, 140.8, 139.0, 134.8, 134.0, 130.3, 129.8, 128.9, 128.7, 127.4, 124.4, 123.7, 98.5, 80.5, 59.8, 30.3, 29.7, 28.2, 27.4, 26.6, 24.3, 24.0, 22.6, 21.4, 16.5, 5.92, 3.44 ; HRMS (ESI): Exact mass calcd for C29H37ClN2NaO6 [M+Na] + 567.2238, found 567.2224.
2,6-Diisopropylphenyl (R)-2-((R)-((tert-butoxycarbonyl)amino)(4-chlorophenyl)methyl)-3-methyl-2-nitrobutanoate (13h).
Following the general procedure, the imine (48.0 mg, 200 µmol), ester (67.6 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µmol) provided, after flash column chromatography (SiO2, 1-3% diethyl ether in hexanes), the product as a colorless oil which solidified upon standing (73 mg, 66% yield) in >20:1 dr and 93% ee; (Chiralpak IA, 3%
i PrOH/hexanes, 1 mL/min, tr(anti, major) = 5. 129. 2, 129.0, 128.8, 127.5, 124.5, 123.7, 98.8, 80.6, 59.3, 29.8, 28.2, 27.3, 26.6, 24.3, 24.2, 22.7, 21.4, 9. 
2,6-Diisopropylphenyl (2R,3R)-3-((tert-butoxycarbonyl)amino)-3-(4-chlorophenyl)-2-cyclohexyl-2-nitropropanoate (13i).
Following the general procedure, the imine (108 mg, 450 µmol), ester (172 mg, 495 µmol), and catalyst (18.1 mg, 23 µmol) in toluene (650 µL) provided, after flash column chromatography (1-3% ethyl acetate in hexanes), the product as an off-white viscous oil (121 mg, 46% yield) in >20:1 dr and 87% ee; (Chiralcel OZ-H, 2%
i PrOH/hexanes, 0.4 mL/min, tr(anti, minor) = 8.9 min, tr(anti, major) = 10.3 min); Rf = 0.54 
2,6-Diisopropylphenyl (R)-2-((R)-((tert-butoxycarbonyl)amino)(phenyl)methyl)-2-nitrobutanoate (13j).
Following the general procedure, the imine (41.1 mg, 200 µmol), ester (64.5 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µmol) provided, after flash column chromatography (2-10% ethyl acetate in hexanes), the product as an amorphous solid (66 mg, 76% yield) in >20:1 dr and 96% ee; (Chiralpak IA, 3% i PrOH/hexanes, 1 mL/min, tr(syn, minor) = 5.0 min, tr(anti, minor) = 6.5 min, tr(syn, major) = 7.6 min, tr(anti, major) = 9.7 min); mp = 66-68 °C; Rf = 0. 163.4, 154.8, 144.2, 135.9, 128.9, 128.5, 128.2, 127.4, 124.3, 99.6, 79.3, 65.0, 58.2, 28.0, 26.9, 26.5 (2C), 23.9 (2C), 22.6, 22.3, 15.2, 8.7 ; HRMS (ESI): Exact mass calcd for C28H38NaN2O6 [M+Na] + 521.2628, found 521.2609.
2,6-Diisopropylphenyl (R)-2-((R)-(4-bromophenyl)((tert-butoxycarbonyl)amino)methyl)-2-nitrobutanoate (13k).
Following the general procedure, the imine (56.8 mg, 200 µmol), ester (64.5 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µmol) provided, after flash column chromatography (2-5% diethyl ether in hexanes), the product as a colorless solid (82 mg, 71% yield) in >20:1 dr and 99% ee; (Chiralpak IA, 3% i PrOH/hexanes, 1 mL, /min) tr(anti, major) = 4.7 min, tr(syn, minor) = 10. 164.5, 154.5, 144.6, 140.9, 139.1, 134.6, 131.8, 130.4, 127.5. 124.6, 123.7, 123.1, 98.8, 80.6, 59.4, 29.8, 28.2, 27.3, 24.3, 24.2, 22.7, 21.4, 9.4 ; HRMS (ESI): Exact mass calcd for C28H37BrN2NaO6 [M+Na] + 599.1733, found 599.1761.
2,6-Diisopropylphenyl (R)-2-((R)-((tert-butoxycarbonyl)amino)(m-tolyl)methyl)-2-nitrobutanoate (13l).
Following the general procedure, the imine (43.9 mg, 200 µmol), ester (64.5 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µmol), after flash column chromatography (2-5% ethyl acetate in hexanes) afforded the product as a colorless solid (73 mg, 71% yield) in 12:1 dr and 97% ee; (Chiralcel AD-H, 3% i PrOH/hexanes, 1 mL/min, tr(syn, major) = 4.4 min, tr(anti, minor) = 5.6 min), tr(syn, minor) = 6.4 min, tr(anti, major) = 7.9 min); 164.5, 154.6, 144.7, 139.2, 138.3, 135.3, 129.5, 128.5, 127.3, 125.6, 124.5, 123.6, 99.2, 80.2, 60.0, 29.9, 28.2, 27.3, 27.1, 26.6, 24.2, 22.7, 21.5, 9.44 
2,6-Diisopropylphenyl (R)-2-((R)-((tert-butoxycarbonyl)amino)(3-methoxyphenyl)methyl)-2-nitrobutanoate (13m).
Following the general procedure, the imine (47.1 mg, 200 µmol), ester (64.5 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µmol) provided, after flash column chromatography (3-10% ethyl acetate in hexanes), the product as a colorless viscous oil (75 mg, 71% yield) in 5:1 dr and 96% ee. (Chiralcel AD-H, 5%
i PrOH/hexanes, 1 mL/min, tr(syn, major) = 4.6 min, tr(anti, minor) = 6. 5, 159.7, 159.6, 154.6, 144.8 (2C), 136.9, 129.6, 127.3, 124.5, 123.6, 120.9, 114.8, 113.8, 99.0, 80.3, 59.9, 55.2, 29.9, 28.2 (3C) 
2,6-Diisopropylphenyl (R)-2-((R)-((tert-butoxycarbonyl)amino)(4-methoxyphenyl)methyl)-2-nitrobutanoate (13n).
Following the general procedure, the imine (47.1 mg, 200 µmol), ester (64.5 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µmol) provided, after flash column chromatography (3-10% ethyl acetate in hexanes), the product as a colorless viscous oil (75 mg, 71% yield) in 5:1 dr and 78% ee. 6, 159.9, 154.7, 144.6, 130.0, 128.8, 127.5, 127.4, 124.2, 114.4, 99.4, 80.2, 55.7, 55.3, 28.4, 27.4, 27.2, 23.9 (2C) 
2,6-Diisopropylphenyl (R)-2-((S)-((tert-butoxycarbonyl)amino)(furan-2-yl)methyl)-2-nitrobutanoate (13o)
. 12 Following the general procedure, the imine (39.0 mg, 200 µmol), ester (64.5 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µL), after flash column chromatography (2-5% ethyl acetate in hexanes) afforded the product as a colorless viscous oil (64 mg, 63% yield) in 4:1 dr and 91% ee; (Chiralcel AD-H, 3% i PrOH/hexanes, 1 mL/min, tr(syn, minor) = 7.2 min tr(anti, major) = 8.6 min, tr(anti, minor) = 9.1 min, tr(syn, major) = 9.8 min); Rf = 0.42 (10% EtOAc/hexanes); IR (film) 3440, 1724, 1560, 1488, 1226, 1158, 4, 154.7, 149.4, 144.7, 142.8, 140.8, 139.7, 127.4, 124.4, 110.8, 110.0, 97.7, 80.5, 53.5, 29.0, 28.2, 27.1, 26.9, 24.3, 22.8, 22.1, 8.84 ; HRMS (ESI): Exact mass calcd for C26H36N2NaO7 [M+Na] + 511.2420, found 511.2444.
2,6-Diisopropylphenyl (R)-2-((S)-((tert-butoxycarbonyl)amino)(thiophen-2-yl)methyl)-2-nitrobutanoate (13p).
Following the general procedure, the imine (42.7 mg, 200 µmol), ester (64.5 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µL), after flash column chromatography (1.5-4% ethyl acetate in hexanes) afforded the product as a colorless solid (64 mg, 63% yield) in >20:1 dr and 97% ee; (Chiralcel AD-H, 3% i PrOH/hexanes, 1 mL/min, tr (syn, minor) = 4.9 min, tr(anti, minor) = 6.5 min, tr(syn, major) = 7.0 min, tr(anti, (100 MHz, CDCl3) ppm 164.6, 154.5, 144.7, 140.9, 139.4, 138.5, 127.8, 127.4, 126.9, 126.2, 124.4, 123.8, 98.5, 80.5, 55.9, 29.8, 28.2, 27.2, 26.6, 24.4, 24.1, 22.8, 21.9, 9.15 ; HRMS (ESI): Exact mass calcd for C26H36N2NaO6S [M+Na] + 527.2192, found 527.2192.
2,6-Diisopropylphenyl (R)-2-((R)-((tert-butoxycarbonyl)amino)(naphthalen-1-yl)methyl)-2-nitrobutanoate (13q).
Following the general procedure, the imine (42.7 mg, 200 µmol), ester (64.5 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µL), after flash column chromatography (1.5-4% ethyl acetate in hexanes) 12 13 C NMR signals are reported as a combination of a mixture of the two inseparable diastereomers.
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afforded the product as a colorless solid (64 mg, 63% yield) in >20:1 dr and 97% ee; (Chiralcel AD-H, 3% i PrOH/hexanes, 1 mL/min, tr (syn, minor) = 4.9 min, tr(anti, minor) = 6.5 min, tr(syn, major) = 7.0 min, tr(anti, 164.6, 154.5, 144.7, 140.9, 139.4, 138.5, 127.8, 127.4, 126.9, 126.2, 124.4, 123.8, 98.5, 80.5, 55.9, 29.8, 28.2, 27.2, 26.6, 24.4, 24.1, 22.8, 21.9, 9.15 ; HRMS (ESI): Exact mass calcd for C26H36N2NaO6S [M+Na] + 527.2192, found 527.2192.
2,6-Diisopropylphenyl (R)-2-((R)-((tert-butoxycarbonyl)amino)(naphthalen-2-yl)methyl)-2-nitrobutanoate (13r).
Following the general procedure, the imine (42.7 mg, 200 µmol), ester (64.5 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µmol) provided, after flash column chromatography (2-5% ethyl acetate in hexanes), the product as a colorless solid (76 mg, 70% yield) 164.6, 154.6, 144.7, 140.9, 139.1, 133.3, 133.0, 133.7, 128.5, 128.4, 128.2, 127.5, 127.3, 126.8, 126.5, 125.9, 124.5, 123.6, 99.2, 80.3, 60.1, 30.1, 28.2, 27.2, 26.6, 24.2, 24.0, 22.7, 20.7, 9.48 ; HRMS (ESI): Exact mass calcd for C32H40N2NaO6 [M+Na] + 571.2784, found 571.2785.
2,6-Diisopropylphenyl (R)-2-((R)-((tert-butoxycarbonyl)amino)(pyridin-3-yl)methyl)-2-nitrobutanoate (13s).
Following the general procedure, the imine (20.6 mg, 100 µmol), ester (32.3 mg, 110 µmol), and catalyst (4.0 mg, 5.0 µmol) in toluene (143 µL), after flash column chromatography (20% ethyl acetate in hexanes) afforded the product as a colorless solid (24 mg, 48% yield) in 9:1 dr and 96% ee; (Chiralcel AD-H, 3% i PrOH/hexanes, 1 mL/min, tr(syn, minor) = 17.6 min , tr(anti, minor) = 23.2 min, tr(anti, major) = 34.8 min, tr(syn, major) = 46.0 min); mp 52-54 °C; Rf = 0.14 (20% EtOAc/hexanes); [α] 164.5, 154.5, 150.3, 150.0, 144.5, 140.8, 139.1, 136.1, 131.6, 127.5, 124.6, 123.8, 123.4, 98.8, 80.8, 57.7, 29.6, 28.2, 27.3, 27.2, 24.1, 22.8, 21.9, 9.25 
2,6-Diisopropylphenyl (R)-2-((R)-((tert-butoxycarbonyl)amino)(4-(trifluoromethyl)phenyl)methyl)-2-nitrobutanoate (13t).
Following the general procedure, the imine (54.7 mg, 200 µmol), ester (64.5 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µmol) provided, after flash column chromatography (2-5% ethyl acetate in hexanes), the product as a colorless solid (84 mg, 74% yield) in 15:1 dr and 99% ee; (Chiralcel AD-H, 5%
i PrOH/hexanes, 1 mL/min, tr(anti, minor) = 5.3 min. tr(syn, major and minor) 13 Hz), 125.5 ( 3 JCF = 3.6 Hz), 98.8, 80.7, 59.5, 29.7, 28.2, 27.3, 26.6, 24.1, 22.7, 21.4, 9.33 
2,6-Diisopropylphenyl (R)-2-((R)-[1, 1'-biphenyl]-4-yl((tert-butoxycarbonyl)amino)methyl)-2-nitrobutanoate (13u).
Following the general procedure, the imine (56.3 mg, 200 µmol), ester (64.5 mg, 220 µmol), and catalyst (7.9 mg, 10 µmol) in toluene (285 µmol) provided, after flash column chromatography (2-10% ethyl acetate in hexanes), the product as a colorless solid (84 mg, 73% yield 14 ) in >20:1 dr and 99% ee;
(Chiralcel AD-H, 5% i PrOH/hexanes, 1 mL/min, tr(anti, minor) = 6.7 min, tr(syn, major) = 8.4 min, tr(syn, minor) = 8.9 min, tr(anti, major) = 12.9 min); mp = 59-63 °C; Rf = 0.33 (10% EtOAc/hexanes); [α] 25 D -18.3 (c 1.0, CHCl3); IR (film) 3441, 2967, 1747, 1720, 1558, 1488, 1366, 1225, 1159 13 The syn diastereomer was inseparable with this assay. 14 Contaminated with the parent aldehyde.
